1 H NMR spectra were recorded on a JEOL JNM-AL400 (400 MHz) spectrometer. The chemical shifts were reported in parts per million (δ) relative to internal standard TMS (0 ppm) for CDCl 3 . The peak patterns are indicated as follows: s, singlet; d, doublet; dd, doublet of doublet; t, triplet; m, multiplet; q, quartet. The coupling constants, J, are reported in Hertz (Hz).
13
C NMR spectra were obtained by a JEOL JNM-AL400 (100 MHz) spectrometers and referenced to the internal solvent signals (central peak is 77.0 ppm in CDCl 3 ). CDCl 3 was used as a NMR solvent. GC analysis was carried out on a Hewlett Packard 4890 system. High-resolution mass spectra (HRMS) were measured on a JEOL AccuTOF JMS-T100LC with ESI method, and IR spectra were recorded on a JASCO FT/IR 460 Plus spectrometer in ATR mode. ICP analysis was performed on a LEEMAN LABS Profile plus plasma spectrometer. All reagents were purchased from Wako, Kanto, Aldrich and TCI and used without further purification. Chloromethylated polystyrene (2.4 mmol/g Cl loading, crosslinked with 1.0% DVB (divinylbenzene), particle size 100-200 mesh) was purchased from TCI.
Water was deionized with a Millipore system as a Milli-Q grade. ,N,N',N'-tetraethyldiethylenetriamine (2.47 mL, 9 .6 mmol), NEt 3 (1.33 mL, 9.6 mmol), and NaI (14.9 mg, 0.1 mmol) in CH 3 CN (100 mL) was refluxed for 72 h. After cooling, the mixture was filtered and the resulting resin beads were washed sequentially with CH 3 CN (10 mL x3), 1:1 CH 3 OH-H 2 O (10 mL x3), CH 3 OH (10 mL x3), dichloromethane (10 mL x3), Et 2 O (10 mL x3), and then dried in vacuo.
Preparation of polystyrene-supported N,N,N',N'-tetraethyldiethylenetriamine (PS-TEDETA):
A mixture of chloromethylated polystyrene (1.0 g, 2.4 mmol/Cl), N
S2

Fig. S1. SR-MAS NMR
13
C spectra of (a) chloromethylated polystyrene, (b) polystyrene-supported TEDETA, and (c) TEDETA. 9, 140.1, 132.9, 128.9, 127.9, 127.1, 127.0, 120.6, 81.8, 74 .6. 128.5, 118.9, 81.6, 73.5, 35.9, 31.4, 30.8, 22.5, 14 .0. 6, 132.9, 129.5, 129.1, 125.6, 121.7, 81.1, 77.5, 20.7 . 133.1, 132.1, 129.8, 128.5, 127.2, 126.7, 126.1, 125.2, 119.5, 80.9, 78.7 .
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Preparation of polystyrene-supported
1,4-Di(cyclohexenyl)buta-1,3-diyne (2n) [CAS: 2979-05-7] . Isolated by column chromatography (hexane/AcOEt = 9: 1, R f = 0.6). The title compound was obtained as colorless oil (86%).
S10
(ppm) δ 6.26-6.24 (m, 2H), 2.14-2.09 (m, 8H), 1. Deca-4,6-diyne-1,10-diol (2r) . Isolated by column chromatography (hexane/AcOEt = 9: 1, R f = 0.6). The title compound was obtained as colorless oil (58%). 1 H NMR (ppm) δ 3.74 (t, J = 6.2 Hz, 4H), 2.39 (t, J = 7.0 Hz, 4H), 1.89 (bs, 2H), 1.81-1.75 (m, 4H); 13 C NMR (ppm) δ 76. 8, 65.6, 61.3, 30.9, 15.7. 
